Extreme sensitivity of grandisal to acids.
Attempted purification of synthetic racemic grandisal1 by silica gel chromatography resulted in severe decomposition. The nature of this reaction was studied on silica gel and in an ether solution ofp-toluenesulfonic acid. The same products resulted from both reaction systems, although in different ratios. Five racemic, rearrangement products were isolated by preparative GC and identified as follows: (1RS, 3SR, 6RS)-1-methyl-5-methylenebicyclo[4.2.0]octan-3-ol (4); (1RS, 3RS, 6RS)-1-methyl-5-methylenebicyclo[4.2.0]octan-3-ol (5); (1RS,3RS,6RS)-1,5-dimethylbicyclo[4.2.0]oct-4-en-3-ol (6); (1RS,3SR,6RS)-1,5-dimethylbicyclo[4.2.0]oct-4-en-3-ol(7); and 3-methyl-7-methylenecyclooct-3-en-l-ol (8). The stereochemical assignments are based on our proposed mechanism, which also accounts for all products observed. The racemic bicyclic enone (3) was a by-product of grandisol (2) oxidation.